An extended "in-out" method was followed for the synthesis of the (PS33) 9 -PDVB-(P2VP126-b-PAA69) 9 heteroarm star block terpolymer as reported elsewhere. Briefly, the star terpolymer was prepared by "living" anionic polymerization in a onepot/four-step reaction and subsequently easy deprotection of the t-butyl-acrylate moities of the third block by acidic hydrolysis (Scheme S1). In the first step, the PS arms were prepared in THF, using s-BuLi as the initiator. After the consumption of styrene, the 'living' PS chains were used to polymerize a small quantity of DVB (crosslinking agent), resulting in a 'living' star-shaped polystyrene precursor (PS n ) bearing active sites in its PDVB core. In a next step, the 'living' star was used to polymerize 2VP, leading to the formation of a second generation of P2VP arms. The sites located at the end of P2VP arms were used to polymerize tBA. The final (PS 33 ) 9 (P2VP 126 -b-PAA 69 ) 9 terpolymer was obtained after acidic hydrolysis of the PtBA blocks in 1,4-dioxane with a 6 fold excess of hydrochloric acid at 80 o C. The terpolymer was characterized by means of size exclusion chromatography (SEC) and static light scattering (SLS). The results are presented in Table S1 .
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Scheme S1. Schematic representation of the multistep synthetic procedure for the synthesis of A n (B-C) n heteroarm star block terpolymer. 
Sample Preparation
The experiments in aqueous solutions were conducted in H 2 O using distilled Millipore MILLI-Q water. The (PS33) 9 -PDVB-(P2VP126-b-PAA69) 9 star terpolymer was firstly dissolved in DMF. Afterwards, enough quantity of 0.01 Μ aqueous HCl solution was slowly added into the DMF solution so as to achieve a 3/7 volume ratio of DMF/H 2 O. The prepared solution was then dialyzed against 0.01 M HCl solution for 6 days to remove DMF, using a dialysis membrane (cutoff 12.000). 
Transmission Electron Microscopy (TEM)
High Resolution Transmission Electron Microscopy (TEM) experiments were carried out using a JEM 2100 microscope operating at 200 kV. For TEM, very dilute aqueous solutions (0.007 wt%) were used. A drop of the dilute solution was deposited onto a Formvar-coated copper grid and allowed to evaporate at room temperature.
In order to ensure that the preparation procedure does not affect the observed In Fig. S4 , DLS results obtained at pH 8.5 shows broad size distribution which is consistent with the TEM image (Fig. 3b) , indicating the tendency of the star terpolymer to form a network-like structure. 
